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[57] | ~ ABSTRACT

A thermochemlcal closed cyclic process fcr the decom-
position of water and/or carbon dioxide to hydrogen
and/or carbon monoxide begins with the reaction of
ceric oxide (CeQ»), titanium dioxide (TiO;) and sodium
titanate (Na;TiO3) to form sodium cerous titanate
(NaCeTi206) and oxygen. Sodium cerous titanate
(NaCeT170¢) reacted with sodium carbonate (NaCO3)
in the presence of steam, produces hydrogen. The same
reaction, in the absence of steam, produces carbon mon-
oxide. The products, ceric oxide and sodium titanate,

- obtained in either case, are treated with carbon dioxide
and water to produce ceric oxide, titanium dioxide,

sodium titanate, and sodium bicarbonate. After dis-
solving sodium bicarbonate from the mixture in water,
the remaining insoluble compounds are used as starting
materials for a subsequent cycle. The sodium bicarbon-
ate can be converted to sodium carbonate by heating
and returned to the cycle

8 Claims, 2 Drawing Figures
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THERMOCHEMICAL CYCLIC SYSTEM FOR

- DECOMPOSING H,0 AND/OR CO; BY MEANS OF

CERIUM-TITANIUM-SODIUM-OXYGEN
COMPOUNDS |

BACKGROUND OF THE INVENTION

This invention is a result of a contract w1th the U.S.

Department of Energy. It relates generally to the art of

thermochemical hydrogen production.

Hydrogen is considered to be an attractive energy
source for development to replace fossil fuels, which
are being consumed rapidly and becoming increasingly
expensive. The combustion of hydrogen produces no
obnoxious products and therefore causes no insult to the
environment. .

Technology is presently available for adaptmg exist-
Ing energy transport means and consuming equipment

for hydrogen utilization. Natural gas pipelines, for ex-
ample, can be converted to hydrogen-carrying pipelines

with minor modifications. Experimental automobiles,
with modified conventional internal combustion en-
gines, can use hydrogen for fuel.

As the prospect of hydrogen utilization becomes

increasingly likely, methods for producing hydrogen
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- process for producing hydrogen using barmm and chro-
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need to be upgraded and increased. The conventional

source of hydrogen has been electrolysis of water. Elec-
trolysis, however, is highly inefficient owing to a maxi-
mum efficiency below 40% for electricity production
coupled with a maximum efficiency of about 80 percent
for electrolysis. Electrolytic produotlon of hydrogen is
limited by the overall futility of using one energy

source, typically fossil fuels, at the point of electricity

production to produce hydrogen at the point of elec-
trolysis. The disadvantages of using irreplaceable fossil
fuels are obviously not overcome by such a process.

30

mium compounds.

A process for producing hydrogen in a closed ther-
mochemical fashion from copper and barium. com-

‘pounds is set forth in commonly assigned application,

Ser. No. 934,664, filed on Aug. 17, 1978.

It has also béen proposed in commonly assigned ap-
plication Ser. No. 934,768, filed on Aug. 17, 1978, to
produce hydr ogen from water using cobalt and barium

- compounds.

The reaction of cerium compounds with sodium

' phosphate and sodium carbonate in a thermochemical
cycle for producing hydrogen from water or carbon

monoxide from carbon dioxide is set forth in commonly

assigned application Ser. No. 50,379, ﬁled on June 20,
1979.

It has also been proposed in eommonly assigned ap-

plication Ser. No. 47,447, filed on June 11 1979, to .

produce hydrogen thermochemically in a cyclical pro-
cess using cerium-oxygen-titanium compounds.

OBJECTS OF THE INVENTION

~An object of any thermochemical process is the di-
rect use of heat from an energy producing facility re-
quiring no fossil fuels, e.g., a nuclear reactor or a solar
source. - |

1t is a further object of this mventron to provide a
novel cyclic thermochemical process for splitting water
into hydrogen and oxygen. In addition, this invention

provides a novel thermochemleal route for the produc-

~tion of carbon monoxide.
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Chemically feasible processes for the direct conver-

ston of fossil fuels and water to hydrogen are available

and overcome many of the inefficiencies and disadvan-
tage of electrolysis. However, prudence dictates that

fossil fuel consumption should be minimized and the
fuels conserved for use as chemical intermediates.
Thermochemical processing is therefore a most at-
tractive alternative method for producing hydrogen. By
this technique, water is broken down to hydrogen and

~ 0oxygen in a series of chemical reactions not requiring'

the use of fossil fuels. A given series of reactions is
preferably carried out in a closed cyclic manner in
which all products except hydrogen and oxygen are

recycled as reactants. One such process, disclosed by
Grimes et al in U.S. Pat. No. 3,919,406, involves the

reaction of copper and magnesium chlorides with water
to produce hydrogen in eychc manner.

~Another such process is disclosed by Bamberger et al '
- US. Pat. No. 3,927,192. The process therein dis-

closed comprises reacting chromium oxide with an

A further object of this invention is to prowde a
thermochemical route tc hydrogen or carbon monox-
ide, carried out using reactants and reaction products
which are markedly less corrosive than used in previ-
ously known processes, which employs abundant and

~ inexpensive materials and which is simpler than known
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processes because the cyclic system operates efficiently

- regardless of minor cross contamination and, therefore,
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alkali metal hydroxide to produce hydrogen, water and

alkali metal chromate as reaction products.

Bamberger et al (U.S. Pat. No. 3,929,979) also dis-
close a cyclic process for splitting water, wherein mag-

netite is reacted with an alkali metal hydroxide to give

hydrogen, alkali metal ferrate and water as products.
Bamberger et al, in U.S. Pat. No. 3,996,343, disclose

the production of hydrogen in a closed chemical cycle

60

for the thermal decomposition of water by reaction of 65

water with chromium sesquioxide and strontium oxide.
Bamberger et al (U.S. Pat. No. 4,005,184) employ

- chromium and barium compounds in a thermochem1eal |

does not require complete separetlon of reactants or
products.

These and other objects are a.ooomphshed in a three-
step process in the first step of which ceric oxide, tita-
nium dioxide and sodium titanate are reacted to produce
sodlum cerous titanate and oxygen.

SUMMARY OF THE INVENTION

In one aspect, this invention relates to a cyelio pro-

Ioess for the production of hydrogen from water com-

prising the steps of:
(a) reacting ceric oxide, titanium dioxide and sodium

titanate at a temperature above 900° C. to cause forma- -

tion of sodium cerous titanate and oxygen;

(b) reacting thus-produced sodium cerous titanate
with steam and one of sodium carbonate and sodium
bicarbonate at a temperature above 500° C. to produce
ceric oxide, sodium titanate, carbon dioxide and hydro-
gen, which 1s removed from the reaction environment;

(c) reacting sodium titanate produced in step (b) with
water and carbon dioxide to produce titanium dioxide
and sodium bicarbonate and removing the thus-pro-

_duced sodium bicarbonate; and

(d) recyelmg ceric oxide produced in step (b), tita-
nium dioxide produced in step (c) and sodium titanate
remaining from step (b) to step (a). .
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In another aspect, the invention relates to a cyclic
process for the production of hydrogen from water
comprising the steps of:

(a) reacting cerium oxide, titanium dioxide and so-
dium titanate at a temperature above 900° C. to cause
formation of sodium cerous titanate and oxygen;

(b) reacting the thus-produced sodium cerium tita-
nate with molten alkali-metal hydroxide to form ceric
oxide, an alkali metal titanate, water, and hydrogen,
which is removed from the reaction environment:

(c) reacting incompletely sodium titanate produced in
step (b) with boiling water to produce sodium hydrox-
ide and titanium dioxide, and removing the thus-pro-
duced sodium hydroxide; and

(d) recycling ceric oxide produced in step (b), tita-
nium dioxide produced in step (c) and sodium titanate
remaining from step (c¢) to step (a). |

In another aspect, this invention relates to a cyclic
process for the production of carbon monoxide com-
prising the steps of:

(a) reacting ceric oxide, titanium dioxide and sodium
titanate at a temperature above 900° C. to cause forma-
tion of sodium cerous titanate and oxygen;

(b) reacting thus-produced sodium cerous titanate
with one of sodium carbonate and sodium bicarbonate
at a temperature above 900° C. to produce ceric oxide,

sodium titanate, carbon dioxide and carbon monoxide,

which is removed from the reaction environment;

(c) reacting incompletely sodium titanate produced in
step (b) with water and carbon dioxide to produce tita-
nium dioxide and sodium bicarbonate; anti removing the

thus-produced sodium bicarbonate; and |

~ (d) recycling ceric oxide produced in step (b), sodium
titanate remaining from step (c) and titanium dioxide
produced in step (c) to step (a).

~ In addition, this invention relates to a method for
producing sodium cerous titanate comprising reacting
ceric oxide, titanium dioxide and sodium titanate at a
temperature above 900° C. to cause the formation of
sodium cerous titanate and oxygen.

This invention further relates to a method for produc-
ng hydrogen comprising reacting sodium cerous tita-
nate, sodium carbonate and steam at a temperature
above 500° C. to produce ceric oxide, sodium titanate,
carbon dioxide and hydrogen and further to a method
for producing carbon monoxide comprising heating
sodium cerous titanate and sodium carbonate at a tem-
perature above 900° C. to form carbon monoxide, car-
bon dioxide, ceric oxide and sodium titanate.

BRIEF DESCRIPTION OF THE DRAWINGS

In FIG. 1 is given a schematic representation of a
preferred embodiment of a cyclic thermochemical pro-
cess for the production of hydrogen.

In FIG. 2 is given a schematic representation of a
preferred embodiment of a cyclic thermochemical pro-
cess for the production of carbon monoxide.

DETAILED DESCRIPTION

The formation of sodium cerous titanate can be repre-
sented by the chemical equation:

2Ce07+4-3TiOy + NazTi03-—+2NaCeTiyOg+ 30; (a)

The reaction is conveniently carried out using an
inert gas, such as argon, as carrier for the oxygen pro-
duced by the reaction. The oxygen evolved in this reac-
tion can be measured continuously in the argon effluent

stream by a Beckman Oxygen Analyzer. Significant
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evolution of oxygen begins at a temperature of about
900° C. Oxygen evolution continues until the tempera-
ture reaches about 1200° C., but maximum oxygen pres-
sure 18 observed near about 1100° C. It is therefore
preferred to carry out this step at 900°-1200° C.

When hydrogen is the desired product, the reaction
of sodium cerous titanate with sodium carbonate and
water can be represented by the chemical equation:

2NaCeTiyOg+ 3Nay;CO3+ HyO-»2CeQ5 -+ 4NasTi-
| O3+ 3CO2+Hjy '

(b)

The reaction is carried out by passing steam over the
solid reactants. Preferably, an inert gas such as argon is
used as a carrier for the steam and gaseous products. It
1s preferred to use a stream of steam and argon, that has
been preheated to about 300° C. The exit gases are
passed through a condenser to condense the steam and
remove it as water. The amount of hydrogen evolved
can be measured continuously by thermal conductivity.
Significant evolution of hydrogen takes place between
200° C. and 1000° C., which is the preferred tempera-
ture range for the reaction.

Regeneration of titanium dioxide and sodium titanate
from the products of the foregoing reaction can be
represented by the chemical equation:

3NapTiO34 3H;0+ 6CO3—3Ti03 + 6NaHCO; (c)
The solid products of the previous step, including ceric
oxide, which is carried along but does not undergo -
further reaction in this step, are treated with water and
carbon dioxide at ambient conditions (about 25° C.).
The NaHCOj3 produced is removed from the product
by dissolution in water; CeO,, TiO; and Na;TiO; are
returned as starting materials to the first step of the
cycle. The NaHCOj3 can be recovered by crystalliza-
tion, converted to Na;COj by heating at about 200° C.
and recycled to the second step of the cycle.

The overall reaction sequence for thermochemical
production of hydrogen is therefore:

a)
Na;TiO3 + 2CeO; + 3Tioy —9 2NaCeTiy0¢ + 4 Oy (

| (b)
2NaCeTiz0p + 3NayCO3 + H;0 ——>
2Ce03 + 4NapTiO3 + 3CO; + Hy

c)
3Na;TiO3 + 3H,0 + 6CO, —9 3T10; + 6NaHCO; (

(d)

6NaHCOj approx. 200” C. 3NayCO3 + 3CO; + 3H,0

HyO ——>H, + } Oy

If desired, NaHCO3 may be substituted for Na;COj in
step (b).

When the cyclic process is to be utilized for the pro-
duction of carbon monoxide, the second step can be
represented by the chemical equation:

2NaCeTiz06 4 3NayCO3—>2Ce0; +4Nay TiO3 4+ -
2C0,+4-CO

(b")

Accordingly, the reaction for production of hydro-
gen will be modified by omission of steam. It is pre-
ferred for analytical reasons only, to use helium as inert



S
carrier gas. The mixture exit gases will be passed
through a Ba(OH); solution and columns packed with
Ascarite ®) and Drierite to remove CO; and water and,
finally, through a thermal conductivity cell to measure
the concentration of CO in helium. The preferred tem-
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perature range. for this reaction is 1000°-1250° C., w1th .

a minimum of 900° C. being operable.

In this aspect of the invention, the overall reaetlen
sequence is therefore |

Na;TiO3 + 2Ce02.'+ 3TiO; -—_> 2NaCeTi206 + 3 O;

| .(b,
2NaCeT1205 + 3N32C03 ——9 - )
| ZCe()z + 4N32T103 + 2C02 + CO

~ 3Na;TiO3 4 3H;0 + 6CO, —> 3TiO; + 6NaHC03'
| L - - ()
6NaHCO3 ~———> 3NayCO3 + 3CO; + 3H0

_COj’—} CO + 1 Oy

(a)

10

15

(C) |

20

Carbon monoxide can be used to decompose water

by the well-known water gas shift reaction: CO-+H-
20—CO2+Hj. The carbon monoxide and hydrogen -

‘produced by this process can be used as fuel for boilers,

fuel cells, internal combustion engines, or to produce

25

‘methanol and methane by methods well known and

already in use in the chemical 1ndustry, e.8., the reac-
tion: C0—|—2H2—>-CH4+H20
Another aspect of the invention comprises the cyellc

‘thermochemical proceas for preduemg hydrogen as
follows

2Ce02 + 3T102 + Na;TiO 3—+2NaCeT1206 +30;

2NaCeT1206 + 6NaOH—-—:-2Ce03 + 4NazT10 32~

H20+Hz (b)

3Na2Ti03+3H20—aﬁNaﬂH+3Ti02

(c).

30

35

@

Step (a) is common to the cycles dlseussed above and
is illustrated in examples presented hereinafter. Step (b)

1s effected with molten NaOH; hydrogen starts evolv-
ing at 450°-550° C., reaching a maximum pressure at

600°-700° C. Step (c) preferably is effected with boiling
water. The resultmg NaOH solution is filtered off, and
solid NaOH is recovered by evaporation of water.

(Steps analogous to (b)-and (c) are described in above-

referenced Ser. No. 47,447). This cycle is not restricted

45

50

to sodium carbonate, sodium bicarbonate, or sodium

hydroxide; instead, the corresponding salts of other
alkali metals (e.g., Li, and K) may be used.

The process herein disclosed is very versatile and.

permits_ production of hydrogen or carbon monoxide in
-a single cyclic process consisting' of essentially three

33

principle chemical reactions, each of which has been
demonstrated to give yields of 90% or above. The com-

pounds used and the reaction products are only mildly

corrosive, which means that the high temperature reac-

- tions of this invention can be done in reactors built with
less expensive materials than required heretofore.

Minor cross contamination does not jeopardize efficient
operation of the system, so that complete separation of
the reactants is not absolutely essential. The compounds
consumed are abundant and inexpensive. All of the solid
‘reactants and products have very low vapor pressures

60

. _

advantage of the invention is that recovery of only one

solute from solution in theﬁnal step 1s required.

DESCRIPTION OF PREFERRED
| EMBODIMENTS

In accordance with the practice of this invention, the

most preferred process for making hydrogen will be

that wherein ceric oxide, titanium dioxide and sodium
titanate are heated at 900°-1200° C. to produce sodium
cerous titanate and oxygen and wherein sodium cerous
titanate and sodium carbonate are reacted at a tempera-
ture between 500° C. and 1000° C. with steam preheated
to at least about 300° C. to produce ceric oxide, sodium
titanate, carbon dioxide and hydrogen.

The most preferred process for makmg carbon mon-

‘oxide will be that wherein ceric oxide, titanium dioxide

and sodium titanate are heated at 900°-1200° C. to pro-
duce sodium cerous titanate and oxygen and wherein
sodium cerous titanate and sodium carbonate are heated

- at 1000°-1250° C. to produce ceric oxide, sedlum tita-

nate, carbon dioxide and carbon monoxide.
Without further el a_boratlon, it 1S believed that one
skilled in the art can, using the preceding description,

utilize the present invention to its fullest extent. The
following preferred specific embodiments are, there-

fore, to be construed as merely illustrative and not limi-

tative of the remainder of the disclosure in any way

- whatsoever. In the following Examples the tempera-

tures are set forth uncorrected in degrees Celsius. Un-
less otherwise mdlcated all parts and percentages are

by welght

EXAMPLE 1
~ (a) A mixture of 4.4 g of pure CeO,, 3.1 ¢ of TiO; and
1.9 g of Na;TiO3 was placed in a platinum boat which
was inserted into a fused quartz tube. The quartz tube
containing the solid mixture was heated inside a tube

furnace while the system was purged with a continu-

ously flowing stream of argon at essentially 1 atm pres-
sure. The temperature was increased at a rate of about
5° C./min. Evolved oxygen was carried with the argon

“stream into a continuously operating, calibrated Beck-
‘man Model 741 oxygen analyzer. Evolution of oxygen

started at 900° C. and continued until the temperature
reached 1215° C. Maximum oxygen pressure occurred
at about 1100° C. The amount of oxygen evelved ‘was
110 ml, corresponding to 70% reaction.

(b) A mixture of 4.5 g of pure CeO;, 3.6 g of TiO,,
and 0.9 g of Na;TiO3 heated under the same conditions
produced 146 ml of oxygen (91% reaction).

The solid products of each of the above reactions
were characterized by x-ray diffraction and by neutron
activation analysis. Products obtained in subsequent
examples were characterized in the same way.

'EXAMPLE 2

(a) A mixture of 9.6 g of NaCETIQ_Oﬁ and 4.7 g of -
Na;COj3 was placed in a platinum boat and inserted into
a fused quartz tube. A tube furnace was used to heat the
boat containing the mixture. A stream of argon . and

steam preheated to about 300° C. was continuously

- passed over the reaction boat while the temperature of

65

‘and are unhkely to be lost by velatlllzatlon A further

the system was increased at a rate of about 5° C./min.
The effluent gas stream was passed through a condenser
so as to condense steam to water before passing the

residual gases into a Gow-Mac model 20150 thermal

conductivity detector to monitor hydrogen evolution,
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which evolution started at a temperature of about 500°
C. and continued to 1000° C. The amount of hydrogen
evolved was 187 ml (99% yield).

(b) A similar test was performed using a mixture of 3
g of NaCeTi;0¢ and 2.8 g of Nay,COs, with continuous
flow of helium through the system. The exit gases were
passed through a solution of Ba(OH); to remove CO»
and then through a column containing sodium hydrate-
asbestos absorbent (Ascarite (®)) and anhydrous calcium
sulfate (Drierite) to remove traces of CO; and water
and finally through the thermal conductivity detector.
The evolution of carbon monoxide started at a tempera-
ture of 990° C. and continued to 1237° C. The volume of
CO measured was 120 ml (97% completion of reaction).

EXAMPLE 3

(2) A mixture of 5.5 g of solid product from Example
2(a), containing CeOj and Na,TiQ3, was added to 75 ml
of water. Carbon dioxide was bubbled through the re-
sulting slurry for 15 minutes at room temperature (about
25° C.), after which the solids were separated by centrif-
ugation. This treatment was repeated twice with fresh
portions of water. The solids were washed with acetone
and dried in air.

(b) A mixture of 3.41 g of CeO;, TiO;, and Na;TiO3
1solated from Example 3(a) was heated as in Example 1.
The amount of oxygen evolved between 1100° C. and
1190° C. was 28 ml (99% yield).

This example shows that material recovered from the
thermochemical production of hydrogen can be used in
subsequent cycles.

The preceding examples can be repeated with similar
success by substituting the generically or specifically
described reactants and/or operating conditions of this
invention for those used in the preceding examples.

NaCeTiyOs is the end member of a family of com-
pounds with the general formula

In the foregoing illustrations, the compounds are char-
acterized by 0< X <0.76.

From the foregoing description, one skilled in the art
can easily ascertain the essential characteristics of this
invention and, without departing from the spirit and
scope thereof, can make various changes and modifica-
tions of the invention to adapt it to various usages and
conditions. |

What is claimed is:

1. A method for producing sodium cerous titanate
comprising reacting ceric oxide, titanium dioxide and
sodium titanate at a temperature above 900° C. to cause
the formation of sodium cerous titanate and oxygen.

2. A method for producing hydrogen comprising
reacting sodium cerous titanate, sodium carbonate and
steam at a temperature above 500° C. to produce ceric
oxide, sodium titanate, carbon dioxide and hydrogen.
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3. The method of claim 2, wherein said steam is pro-
vided in the form of a mixture of steam and inert carrier
gas, said mixture being preheated to at least 300° C.

4. A cyclic process for the production of hydrogen
from water comprising the steps of:

(a) reacting ceric oxide, titanium dioxide and sodium
titanate at a temperature above 900° C. to cause
formation of sodium cerous titanate and oxygen:

(b) reacting thus-produced sodium cerous titanate
with steam and one of sodium carbonate and so-
dium bicarbonate at a temperature above 500° C. to
produce ceric oxide, sodium titanate, carbon diox-
ide and hydrogen, which is removed from the reac-
tion environment; |

(c) reacting sodium titanate produced in step (b) with
water and carbon dioxide to produce titanium diox-
ide and sodium bicarbonate and removing the thus-
produced sodium bicarbonate; and |

(d) recycling ceric oxide produced in step (b), tita-
nium dioxide produced in step (c) and sodium tita-
nate rematning from step (c) to step (a).

>. The process of claim 4, wherein ceric oxide, tita-
mum dioxide and sodium titanate are heated at
900°-1200° C. to produce sodium cerous titanate and
oxygen. |

6. The process of claim 4, wherein sodium cerous
titanate and sodium carbonate are reacted at a tempera-
ture between 500° C. and 1000° C. with steam preheated
to about 300° C. to produce ceric oxide, sodium titanate,
carbon dioxide and hydrogen. '

7. The process of claim 4, wherein ceric oxide, tita-
nium dioxide and sodium titanate are heated at
900°-1200° C. to produce sodium cerous titanate and
oxygen and wherein sodium cerous titanate and sodium
carbonate are reacted at a temperature between 500° C.
and 1000° C. with steam preheated to about 300° C. to
produce ceric oxide, sodium titanate, carbon dioxide
and hydrogen.

8. A cyclic process for the production of hydrogen
from water comprising the steps of:

(a) reacting cerium oxide, titanium dioxide and so-
dium titanate at a temperature above 900° C. to
cause formation of sodium cerous titanate and oxy-
gen;

(b) reacting the thus-produced sodium cerium tita-
nate with molten alkali-metal hydroxide to form
certic oxtde, an alkali metal titanate, water, and
hydrogen, which is removed from the reaction
environment;

(c) reacting incompletely sodium titanate produced in
step (b) with boiling water to produce sodium hy-
droxide and titanium dioxide, and removing the
thus-produced sodium hydroxide; and

(d) recycling ceric oxide produced in step (b), tita-
nium dioxide produced in step (c) and sodium tita-

nate remaining from step (c) to step (a).
R - 4 ¥ * %
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